equally to this work.
parameterization of Perdew, Burke, and Ernzerhof (PBE) 3 pseudopotential was used to describe the exchange-correlation potential. A Hubbard-type correction U was taken into account due to the strongly correlated nature of the V-3d electrons. 4 According to previous literature 5 , the effective U value of V ions was set to 4.0 eV. The supercell consisting of two Na 3 V 2 (PO 4 ) 3 formula units was used 20 through all calculations. The plane-wave cutoff was set to 520 eV. The reciprocal space k-point mesh interval was ca. 0.04 Å -1 . Geometry optimizations were performed by using a conjugate gradient minimization until all the forces acting on ions were less than 0.01 eV/Å per atom.
Characterization and measurements
The carbon coated rhombohedral Na 3 V 2 (PO 4 ) 3 composite was synthesized by mixing stoichiometric 25 amounts of NaH 2 PO 4 (Aldrich, 99.6%) and V 2 O 3 (Aldrich, 98+%) and glucose as a carbon source. The precursors were ball milled and then calcinated at 800 °C for 12 hours. A powder X-ray diffraction (XRD) pattern of the obtained Na 3 V 2 (PO 4 ) 3 /C was collected by using a Rigaku Ultima IV Diffractometer with Cu Kα (λ = 1.5406 Å) radiation. Scanning electron microscope (SEM) images were obtained on FEI NOVA 230 high resolution SEM. TG curve of the Na 3 V 2 (PO 4 ) 3 /C sample was 30 obtained using Shimadzu TGA-50 instrument under air from room temperature to 800 °C with a ramping rate of 10 °C/min. Raman spectra were obtained on a Micro Raman spectrophotometer
JASCO).
The electrodes were prepared with Na 3 V 2 (PO 4 ) 3 Table S1 . Crystallographic data of the Na 3 V 2 (PO 4 ) 3 
